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(54) Organic electroluminescent devices 

(57) An organic electroluminescent (EL) device 
comprising at least one luminescent layer of an organic 
compound, the luminescent layer being positioned 
between a cathode electrode and an anode electrode 
opposed to the cathode electrode, and an organic layer 
positioned adjacerl to the cathode electrode, in which 
the organic layer is constituted from an organic metal 
conrplex compound corrtaintng at least one of alkali 
metal ions, alkali earth metal ions and rare earth metal 
ions, and the cathode electrode is constituted from a 
metal capable of reducing the metal ion in the complex 
compound, in vacuum, to the corresponding metal. The 
cathode electrode i::an be formed from a low cost and 
stable metal which s well-known as the wiring material. 
The EL device ensures a diminished energy bariier in 
an electron injection from the cathode electrode into the 
luminescent layer, a lowered driving voltage, and a high 
efficiency and luminescence 
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Description 

BACKGROUND OF THE INVENTION 

1 . Field of the Invention 

[0001 ] The present irrvention relates to an organic electroluminescent device or element {hereinafter, also referred to 
as an "organic EL dwice") which can be advantageously, for example, utilized as a planar light source or in display 
devices. 

2. Description of the Related Art 

[0002] Attention has been made to an organic electroluminescent device having a luminescent layer, i e . light-emit- 
ting layer, formed from the specific organic conpound. because it ensures a large area display dev/ice with low-vottage 
driving. To obtain an EL device with a high efficiency. Tang et al., as is reported in Appl. Phys. Lett-. 51 . 913 (1 987). have 
succeeded in providing an EL device having a structure in which organic compound layers having different carrier trans- 
porting properties are laminated to tliereby introduce holes and electrons with a good balance from an anode and a 
cathode, respectively In addition, since the thickness of the organic compound layers is less than or equal to 2.000 A. 
the EL device can exhijit a high luminance and efficiency sufficient in practical use, that is, a luminance of about 1 ,000 
cd/m^ and an external quantum efficiency of about i% at an applied voltage of not more than about 10 volts. 
[0003] \n the above -described high efficiency EL device. Tang et al. used a magnesium (Mg) having a low work func- 
tion in combination wrti- the organic corrpound which is basically considered to be an electrically insulating material, in 
order to reduce an energy barrier which can cause a problem during injection of electrons from a metal-made electrode. 
However, since the mai^nesium is liable to be oxidized and is instable, and also exhibits only a poor adhesion to a sur- 
face of the organic layers, magnesium was used after alloying, i.e.. by the co-deposition of the same with silver (Ag) 
which is relatively stable and exhibits good adhesion to a surface of the organic layers. 

(0004] On the other hand, the researchers of Toppan Printing Co. {cf. 51st periodical meeting. Society of Applied 
Physics, Preprint 28a-F'B-4. p. 1040) and those of Pioneer Co {cf, 54th periodical meeting. Society of Applied Physics, 
Preprint 29p-ZC-15, p. 1 127) have had developments in the usage of lithium (Li), which has an even lower work function 
than that of Mg, and alloying the same with an aluminum (Al) to obtain a stabilized cathode, thereby embodying a lower 
driving voltage and a higher emitting luminance in comparison with those of the EL device using the Mg alloy In addi- 
tion, as is reported in IEEE Trans. Electron Devices.. 40. 1342 (1993), the inventors of the present application have 
found that a two-layer etd cathode produced t>y depositing lithium (U) alone with a very small thickness of about loA on 
an organic compound Layer, followed by laminating a silver(Ag) to the thus deposited Li layer is effective to attain a low 
driving voltage in the E _ devices. 

[0005] Recently, Pei et al. of Uniax Co. have proceeded to reduce a driving voltage of the EL device by doping a pol- 
ymeric luminescent layer with a U salt (cf. Science, 269. 1086 (1 995)). This doping method is intended to dissociate the 
U saJt dispersed in the iX)lymeric luminescent layer to distribute Li ions and counter ions near the cathode and near the 
anode, respectively, thus ensuring an in-situ doping of the polymer rTX)lecules positioned near the electrodes. According 
to this method, since the polymers near the cathode are reduced with U as a donor dopant, i.e.. electron -donating 
dopant, and thus the rttduced polymers are contained in the state of radical anions, a barrier of the electron injection 
from the cathode can be remarkably reduced, contrary to the similar method including no Li doping. 
[0006] More recently, the inventors of the present application have found that a driving voltage of the EL device can 
be reduced by doping an alkali metal such as lithium and the like, an alkali earth metal such as strontium and the like 
or a rare earth metal such as samarium and the like to an organic layer ac^acent to the cathode electrode (cf SID 97, 
Digest. P775). It was believed that such reduction of the driving voltage could be obtained because a barrier in the elec- 
tron injection from the cathode electrode can be notably reduced due to a radical anion state in the organic layer adja- 
cent to the electrode produced by metal doping therein. 

(00071 However, due to oxidabon of the electrodes arxj other reasons, deterioration of the device can be resulted in 
the above-described EL devices using an alloy of Mg or U as the electrode material. In addition, use of such alloy-made 
electrodes suffers from the limited selection of the material suitable for the electrodes, because the electrode rnaterial 
to be used has to simultaneously satisfy the requirement for the function as a wiring material. Further, the alxrve- 
desCTibed two-layered cathode developed by the present inventors is unable to act as a cathode when a thickness of 
the Li layer is not less than about 20 A (cf. IEEE Trarts. Electron Devices,. 40, 1342 (1993). and also suffers from a low 
reproducibility problem in the device production, because there is a difficulty In the control of the layer thickness, when 
the Li layer is deposited at a remarkably reduced thickness in the order of about 1 oA. Furthermore, in the in-situ doping 
method developed by Fei et al. in which the Li salt is added to the luminescent layer to cause their dissociation in the 
electric field, there is a problem with the transfer time of the dissociated ions to the close vicinity of the electrodes having 
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a controlled velocity thereby causing a remarkable retardation of the response speed of the devices, 
[0006] Moreover, for the method including doping the metal as a dopant in the organic layer, there is a necessity to 
exactly control a concentration of the dopant during formation of the organic layer, because the doping concentration 
can affect on the prtjperties of the resulting devices. 

SUMMARY OF THE INVENTION 

[0009] The present Invention has been made to solve the above-described problems of the prior art EL devices, and 
accordingly one object of the present invention is to reduce an energy barrier in the electron injection of from a cathode 
electrode to an organic compound layer in accordance with the simple and reliable method, thereby ensuring a low-vott- 
age driving regardless of the work function of the cathode material. 

[0010] Another object of the present invention is to provide a device (organic electroluminescent device) capable of 
ensuring satisfactory characteristics which are similar to or higher than those obtained using the above-described alloy 
as the electrode material, when aluminum or other iow-cost and stable metals which are conventionally used as the wir- 
ir>g material in the prior art are used alone as the cathode material. 

[001 1 ] According to the present invention, the above objects can be accomplished by an organic electroluminescent 
(EL) device compris-ing: 

at least one luminescent layer constituted from an organic compourxl, the luminescent layer being positioned 
between a cathode electrode and an anode electrode opposed to the cathode electrode; and 
an organic layer positioned adjacent to the cathode electrode. 

in which the organic layer is constituted from an organic metal complex compourxl containing at least one member 
selected from the group consisting of an alkali metal ion, an alkali earth metal ion arxl a rare earth metal ion. and 
the cathode electrode comprises a metal capatjie of reducing the metal ion contained m the corrplex compound, in 
vacuum, to the corresporxling metal. 

[0012] The metal used m the formation of the cathode electrode is not restricted to the specific one, insofar as it can 
reduce the metal ton contained in the organic metal complex compound constituting the organic layer, in vacuum, to the 
corresponding metal, and preferably the metal includes, for example, aluminum (Al). zirconium (Zr). titanium (Ti). 
yttrium (Y). scandium (Sc) and silicon (Si). These metals may be used alone in the formation of the cathode electrode, 
or alternatively theii alloy containing one metal or two or more metals of the above-described Al. Zr, Ti. Y, Sc and Si may 
be used. 

[001 3) The above<lescribed cathode metals and alloys thereof have a high melting point and, under the vacuum con- 
ditions, they can act to reduce a metal ion in the organic metal corrplex compound to the corresponding metal. 
[0014] It is well-hnown that generally, some of alkali metals, alkali earth metals and rare earth metals can exhibit a 
higher saturated vapour pressure than that of the high melting point metals such as aluminum, and therefore any com- 
pounds containing such alkali metals or the like can be reduced with the high melting point metals such as aluminum, 
silicon, zirconium and the like. For example, it is well-known that calcium oxide can be reduced with aluminum to form 
a liberated metal calcium (cf. Chemical Harxt)ook. "Applied Chemistry Section 1". edited by the Chemical Society of 
Japan. Maruzen Co , p 369). and rubidium oxide and strontium oxide (cf. Metal Handbook, edited by the Japan institute 
of Metals. Maruzen Co.. pp.88-89) can be also reduced with aluminum to form a liberated metal rubidium and strontium, 
respectively. 

[0015] The prodLJCtion of metal electrodes in the organic EL devices is carried out in a vacuum of not more than 10- 
^orr to deposit an atomic metal on a substrate upon melting and volatilization of the metal Therefore, when a thermally 
reducible metal su<:h as aluminum, silicon, zirconium and the like in an atomic state is applied onto the alkali metals, 
alkali earth metals or rare earth metals, the above-described reduction reaction in vacuum Is resulted to produce a 
reduced and liberated metal from the corTesporK!ir>g metal compounds. In this reduction process, if the compound used 
is an organic metal compound (metal complex), the compound itself can be doped (reduced) by the liberated metal, or, 
if a layer of the compound is thin and has a thickness of not more than 100 A, the liberated metal can act on the adjacent 
layer of the organic compound, thereby reducing organic compounds in an interfacial area between the two adjacent 
layers with its strong reduction power. 

[0016] If the alkali metal, alkali earth metal or rare earth metal compounds to be reduced are inorganic compourxis 
such as oxides, fluorides and the like thereof, it is sometimes difficult to deposit their metal onto an organic layer, 
because the inorganic compourxis have a high waporation temperature due to their good stal>lity. Further, due to their 
high electrical insulation property, the inorganic compounds can be deposited only at a highly restricted layer thickness 
of at most2CA (cf. IEEE Trans. Electron Devices., 44, 1245 (1997) 

[0017] That is. the present invention is based on the above findings, and, to reduce an evaporation temperature and 
at the same time, to obtain a good layer formation property, the alkali metal, alkali earth metal or rare earth metal com- 



EP 0 936 B44 A2 



pounds in the form of an organfc metat complex are used in place of the inorganic compourxJs. Further, selection and 
use of a suitable ligand compound as the organic metal complex enables to give a carrfer transportation property incfud- 
jng electron transportation property artd hole transportation property to the resulting devices, thereby providing an 
advantage that a limitation concerning the thickness of the metal compound layer rtseJf can be moderated in compari- 
son with use of the inoiganic compounds, 

[0018] As described above, according to the present invention, an organic layer (electron injection layer) adjacent to 
the cathode electrode ir> constituted from an organic metal complex compourxl containing at least one ion selected from 
the group consisting of an alkali metal ion, an alkali earth metal ion and a rare earth metal ion. and at the same time, a 
metal capable of reduc ng m vacuum the metal ion contained in the metal complex compourxi which is a nnaterial con- 
stituting the organic layer is used as the electrode material in the formation of the cathode electrode. Thus, according 
to the present invention, because of the high reducing power of the cathode metat In vacuum, a metal of the organic 
metal complex compound of the organic layer is liberated, and then an organic compourxJ ts reduced with the liberated 
metal. The present inventors have thus succeeded to diminish an electron injection barrier, thereby reducing a driving 
voltage of the devices. 

[0019] In the practice of the present invention, the organic metal complex compourxl used in the formation of tine 
organic layer adjacent :o the cathode metal is not restricted to the specific one. insofar as it contains, as a metal ion 
thereof, at least one metal ion of the alkali metal ions, alkali earth metal ions and rare earth metal ions. As the ligand 
compound for the meta complex compound, although they are not restricted to the beJow -described, quinolinol, benzo- 
quinolinol, acrydinol. phenanethridinol. hydroxyphenyloxazole, h ydroxypherrytthiazole. hydroxydiaryloxadlazole, h 
ydroxydiaryldiazole. hydroxyphenylpyridine. hydroxyphenylbenzoimidazole. hydroxybenzotnazole, hydroxyfurbcrane, 
btpyridyl, phenanethroline. phthalocyanine. porphyrin, cyclopentadiene. (J-diketones. azomethines and derivatives 
thereof can be preferably used 

BRIEF DESCRIPTION OF THE DRAWINGS 

[0020] The present invention will be more clearly understood from the description as set forth below with reference to 
the accorrpanying drawings, wherein: 

Fig. 1 is a cross- sectional view illustrating a lamination structure of the organic EL de/ice according one preferred 
embodiment of the present invention; 

Fig, 2 is a graph showing the relationship between the bias voltage and the luminance for the organic EL device 
according the prestsnt invention and the comparative organic EL device; and 

Fig. 3 is a graph showing the relationship between the current density and the luminance for the organic EL device 
according the present invention and the comparative organic EL device, 

DESCRIPTION OF THE PREFERRED EMBODIMENTS 

[0021] The present invention will be further described with reference to the preferred emt>odtments thereof 
[0022] Figure i is a simplified cross- sectional view illustrating the organic EL device according one preferred embod- 
iment of the present invi?ntion A glass substrate (transparent substrate) 1 has. laminated in the follow ng order on a sur- 
face thereof, a transparent electrode 2 constituting an arxxJe electrode, a hole transportation (ayer 3 having a hole- 
transporting property, a luminescent layer 4. an organic layer 5 and a back electrode 6 constitijting a cathode electrode. 
Among these components (layers) of the device, the glass substrate (transparent substrate) 1 . the fransparent elec- 
trode 2. the hole transportation layer 3, and the luminescent layer 4 are the well-known componerrts, and the organic 
layer 5 and the back eUsctrode 6 each has specific features suggested by the present invention. 
[0023] In addition to the illustrated lanrri nation structure of the layers, the organic EL device of the present invention 
may include other lamir ation structures such as anode /luminescent layer/organic layer/cathode, anode/hole transpor- 
tation layer/luminescent layer/organic layer /cathode, anode/hole transportation layer/luminescent layer/electron trans- 
portation layer/organic layer/cathode, anode/hole injection layer/luminescent layer/organic layer /cathode, anode/hole 
injection layer/hole transportation layer/luminescent layer/organic tayer/cathode. anode/hole injection layer/hole Irans- 
portation layer/luminescent I ayer /electron transportation layer/organic layer/cathode, and others. For the organic EL 
device of the present invention, rt may have any desired lamination structijre. as long as a combination of the organic 
layer 5 arxJ the cathode electrode 6 tmth included therein can satisfy the above-described requirements of the present 
invention, 

[0024] The formation of the organic layer 5 may be carried out by using any desired methods for forming thin films 
including, for exannple. a vapour deposition method and a sputtering method. In addition to these methods, if its layer 
can be formed from a coating solution, the organic layer 5 may be formed from the coating solution by using any desired 
coating methods such as a spin coating method arxl a dip coating method 
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[0025] Further, the formation of the cathode electrode 6 may be carried out by using the vapour deposition method 
and tne sputtering method, however, any other methods may be used, rt desired, as long as such methods are based 
on the film formation in vacuum. 

(0026] In the production of the organic EL device of the present invention, the organic compounds which can be used 
in the formation of :he luminescent layer and the electron transportation layer are not restricted to the specific com- 
pounds. Typical ex.annples of suitable organic compounds include polycyciic corripounds such as p-terphenyl and 
quaterphenyl as well as derivatives thereof; cortdensed polycyciic hydrocart>on compounds such as naphthalene, tet- 
racene. pyrene. co'onene, chrysene. anthracene, diphenylanttiracene, naphthacene and phenanthrene as well as 
derivaives thereof: corxlensed heterocyclic compounds such as phenanthroline. bathophenanthroline, phenanthridine. 
acridine, quinoline. quinoxaline, phenazine and the like as well as derivatives thereof; and fluoresceine. perytene. 
phthaloperylene. nfiphthatoperylene. perynone, phthaloperynone. naphthaioperynone. diphenylbutadiene. tetraphe- 
nylbutadiene. oxad azole, aldazine. bisbenzoxazoline. bisstyryl, pyrazine. cyclopentadiene. oxine, aminoquinoline, 
imine. diphenylethy ene. vinylanthracene. diaminocart^azole, pyrane. thiopyrane, polymethine. merocyanine. quinacri- 
done and rubrene as well as derivatives thereof. 

[0027] In addition to these compounds, metal-chelated complex compounds described in Japanese Unexamined Pat- 
ent Publication (Koltai) Nos.63-295695. 8-22557, 8-81472, 5-9470 and 5-17764 can be suitably used as the organic 
compourxte. Anxjnij these metal-chelated complex compounds, metal-ch elated oxanokJe compounds, for example, 
metal complexes winicti contain, as a ligand thereof, at least one member selected from 8-quinolinolato such as tris(8- 
qulnolinolato)alumitium. bis(8-quinolinolato) magnesium. bts[benzo{f)-8-quinolinolato] zinc. bts(2-mettiyl-8-quino- 
linolato)aluminLjm, tri(8-quinolinolato)lndium. tris(5-methyl-8-quinolinolato)aluminum. S-quinotinolatolithium, tris(5- 
chloro-8-quinoiinolcito)gallium and bis(5 chloro-8-quinolinolato)calcium as well as derivatives thereof can be particu- 
larly suitably used. 

[0028] Also, oxadiazoles disclosed in Japanese Patent Kokai Nos.5-20201 1. 7-179394. 7-278124 and 7-228579. tri- 
azines disclosed in Japanese Patent Kokai No. 7-1 57473, stjibene derivatives and distyrylarylene derivatives disclosed 
in Japanese Patent Kokai No. 6-203963, styryl derivatives disclosed in Japanese Patent Kokai Nos. 6- 132080 and 6- 
88072. and diolefin derivatives disclosed in Japanese Patent Kokai Nos.6-100857 and 6-2071 70 are preferably used in 
the formation of th€ luminescent layer and the electron transportation layer, 

[0029] Further, a fluorescent whitening agent such as benzoxazoles. benzothiazofes and benzoimidazoles may be 
used as the organic compounds, and it includes, for example, those described in Japanese Patent Kokai No. 59- 
194393. Typical examples of the fluorescent whitening agent indude the fluorescent whitening agents classified under 
the group of benzoxazoles such as2,5-bis(5.7-di-t-pentyl-2-benzoxazolyl)-1.3.4-thiadiazole. 4,4'-bis(5.7-t-pentyl-2-ben- 
zoxazolyl)stilbene. 4.4'-bis(5.7-di(2-methy1-2-butyl)-2-ben20xazolyl)stilbene. 2.5-bis(5,7-di-t-pentyt-2-benzoxazolyl)thi- 
ophene. 2.5-bfs[5-(a. a<iimethylbenzyl)-2-ben20xa2olyllthiophene. 2.5-bis[5.7-di(2-methyf-2-bLJtyl)-2-benzoxa2oly1)- 

3.4- diphenylthiophene. 2.5-bis{5-methyl-2-ben20xa2olyl)thiophene, 4.4'-bis(2-benzoxazolyl)biphenyl, 5-methyl-2- {2-[4- 
(5-methyl-2-benzo>azolyl)phenyl) vinyl} benzoxazole and 2-(2-(4-chlorophenyl)vinyllnaphtfTO(1 .2-d)oxazole. under ttie 
group of benzothiazoles such as 2.2 -(p-pherylenedipynylene)-bisbenzothiazole; and under the group of benzoimida- 
zoles such as 2- {2-[4-{2-benzoimidazotyl )phenyl]vinyl} benzoimidazole and 2-(2-(4-carboxyphenyl)vinyl]benzoimida- 
zole. 

[0030] As the distyrylbenzene compound, the compounds disclosed in European Patent No.373.582 may be used, 
for example. Typical examples of the distyryibenzene compound include 1.4-bis(2-methylstyryl)benzene, l.4-bis<3- 
methylstyryl)bGnze'ie. l,4-bis(4-methy1styryl)benzene. distyryibenzene. 1 ,4-bis(2-ethylstyryl)benzene, 1 .4-bis(3-ethy1- 
styryl)benzene. 1 ,4 -bis(2 -methyl styryl) -2 -methylbenz ere and 1.4-bts(2-methylstyryl)-2-ethylbenzene 
[0031 J Furthermore, distyrylpyrazine derivatives disclosed in Japanese Patent Kokai No 2-252793 may also be used 
in the formation of tie luminescent layer artd tfie electron transportation layer. Typical examples of the distyrylpyrazine 
derivatives include 2.5-bis (4-methylstyryl) pyrazine. 2.5-bis(4-ethylstyryl)pyrazine. 2.5-bis(2-(1-naphthyt)vinyf]pyrazine. 

2.5- bis(4-methoxy£tyryi)pyrazine. 2,5-bis[2-(4-btphenyt)vinyl]pyrazine and 2,5-bis[2-(l -pyrenyl)vinyl]pyrazine. 

[0032] In addition, dimethylidine derivatives disclosed in European Patent No 388.768 and Japanese Patent Kokai 
No.3-231970 may also be used as the material of the luminescent layer and the electron transportation layer Typical 
exarrples of the dimethyiidine derivatives include 1 .4 pherrylenedimethylidine, 4.4'-phenylenedimethylidine, 2.5- 
xylylenedimethylidine, 2,6-naphthylenedimethylidine. 1 ,4-biphenylenedimethylidine. 1.4-p-terephenylenedimetfTylidine, 
9,10-anthracenediyklimethylidine, 4,4X2,2-di-t-butylphenyl vinyl)bi phenyl and 4,4'-(2.2<liphenylviny1)biphenyl as well 
as derivatives thereof; siianamine derivatives disclosed in Japanese Patent Kokai Nos 6-49079 and 6-293778; po<y- 
functional styryl compounds disclosed in Japanese Patent Kokai Nos 6-279322 and 6-279323; oxadiazole derivatives 
disclosed in Japanese Patent Kokai Nos.6-1 07648 and 6-92947; anthracene compounds disclosed in Japanese Patent 
Kokai No. 6-206865; oxynate derivatives disclosed in Japanese Patent Kokai No 6-1451 46; tetraphenytbutadiene com- 
pounds disclosed in Japanese Patent Kokai No 4-96990; and organic trifunctional conpounds disclosed in Japanese 
Patent Kokai No.3-296595; as well as coumarin derivatives disclosed in Japanese Patent Kokai No.2-191694; perylene 
derivatives disclosad in Japanese Patent Kokai No-2-i 96885; naphthalene derivatives disclosed in Japanese Patent 
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Kokai No-2-255789; phthaloperynone derivatives disclosed in Japanese Patent Kokai Nos, 2-289676 and 2-88689; and 
styrylamine derivatives disdosed in Japanese Patent Kokai No 2-250292. 

[0033] Moreover, in the production of the organic EL device of the present invention, any well-known compounds 
which are conventional in the production of the prior art organic EL devices may be suitably used, if desired. 
[0034] The arylamin»9 compounds used in the formation of the hofe injection layer, the hole transportation layer and 
the hole-transporting luminescent layer, although they are not restricted to. preferably include those disdosed in Japa- 
nese Patent Kokai Ntos.6-25659, 6-203963, 6-215874. 7-145116, 7-224012. 7-157473. 8-48656. 7-126226. 7-188130. 
8-40995. 8-40996, 8-40997. 7-126225. 7-101911 and 7-97355. Typical examples of suitable arylamine compourds 
include, for example. ^J,N,N^N'-tet^aphenyl-4.4■-diaminopheny^, N.N'-diphenyt-N,N'-di(3-methylphenyl)-4,4'-diaminobi- 
phenyl. 2.2-bis<4-di-p-tolylaminophenyl)propane, N.N,N',N -tetra-p-tolyi-4.4'-diaminobipheny1. bis{4-di-p-tolylamtnophe- 
ny1)phenylmethane, N.N'-dipheny1-N.N'<Ji(4-methoxypheny1)-4,4'-diaminobiphenyl. N.N,N'.N'-tetraphenyi-4,4'- 
diaminodiphenyt ether. 4.4'-bts(diphenylamino)quadriphenyl. 4-N,N-diphenylamino-(2-diphenyrvinyi)ben2ene. 3-meth- 
oxy-4'-N.N-diphenyiaminostilbenzene. N-phenylcarbazole. 1 ,1 -b<s<4-di-p-trlaminophenyl)cycloh6xane. 1,1-bis(4-di-p- 
trian>inophenyI)-4-pheriylcyclohexane, bis{4-dimethylamino-2-methylphenyl)phenylmethane, N.N.N-tri(p-to(yi)amine. 4- 
<di-p-toly)amino)-4'-[4-(di-p-toly!amino)slyrylJstrIbene. N, N.N*,N'-tetrapheny1-4.4'-diaminobiphenyl N-phenylcarbazole. 
4.4'-bis(N-(1-naphthyl)-N-pheny1am(no]biphenyl, 4.4"-bis[N-(1-naphthyl)-N-phenylaminolp-terphenyl, 4,4'-bis[N-(2- 
naphthyl)-N-phenylamtiolbiphenyl. 4.4'-bls[N-(3-acenaphthenyl)-N-phenylamino]biphenyl, 1.5-bis[N-(l-naphthyt )-N- 
phenylaminojnaphthaleine. 4.4'-t>is[N-(9-anthryl)-N-phenylamino]b«pheny1. 4,4"-b»s(N-(l -anthryl)-N-phenylamino] p-ter- 
phenyl. 4,4'-bis[N-(2-phenanthryO-N-phenylamino]biphenyl, 4.4'-b)S[N-(8-fluorarrthenyl)-N-pherylamino]biphenyl, 4,4 - 
bts[N-(2-pyrenyf)-N-phenylaminol biphenyt. 4, 4* -bis [N- (2 -perylenyl)-N -phenyl amino Jbiphenyl. 4.4'-bis(N-{1-corone- 
nyt)-N-phenylaminclbtpheny), 2.6-bis(di-p-tolyiamino)naphthalene. 2.6-bis[di-(l -naphthyl) ami no] naphthalene, 2,6- 
bis[N-(1-naphthyl)-N-(2-naphthyI)amino]naphthaleno. 4,4"-bis[N.N-di(2-naphthyl)amino)terphenyl. 4.4'-bis {N -phenyl- 
N-[4-0-naphthyl)phen>l]amino) biphenyl. 4.4'-bis[N-pheny1-N-{2-pyrenyl)amino]biphenyl, 2,6-bis(N.N-dtC2-napmhyl) 
aminopluorene. 4,4"-bs(N,N-di-p-tolylamino)terphenyl and bis(N- 1 -naphthyl) (N -2 -naphthyl) amine. Also, any well- 
known aryiamine compounds which are conventional in the production of the prior art organic EL devices may be suit- 
ably used, if desired. 

[0035] Further, in the formation of the hole injection layer, the hole transportation layer and the hole- transporting lumi- 
nescent layer, a dispersion of the above-described organic compounds in a polymer or a polymerized product of such 
organic compounds mciy be used as the layer-forming layer Also, so-called " jt-conjugated polymers" such as polypar- 
aphenyiene vinylene aid its derrvatrves. hole-transporting non-conjugated polymers, typically poly(N-vinylcarbazole). 
and o-conjugated polymers of polysilanes may be used as the layer-forming material. 

[0036] The material of the hole injection layer to be deposited over the ITO (indium-tin oxide) electrode is not restricted 
to the specific one. however, metal phthalocyanines such as copper phthalocyanine as well as non-metal phthalocy- 
anines. cartoon films and electrically conductive polymers such as polyanilines may be preferably used in the forrrtation 
of the hole injection l.iyer Alternatively the hole injection layer may be formed by reacting the atxjve-d escribed 
aryiamine compounds ^rth a Lewis acid as an oxidizing agent to generate radical cations, 

[0037] As is appreciated from the above detailed descriptions and the appended working examples, according to the 
present invention, since an organic layer adjacent to the cathode is constituted from an organic metal complex com- 
pound containing at least one o1 the alkali metal ions, alkali earth metal ions and rare earth metal ions, and the cathode 
is constituted from a metal capable of reducing, in vacuum, the metal ion of the metal complex compound constituting 
the organic layer, it becomes possible to utilize low cost and stable metals, which are conventional as a wiring material 
in the prior art devices, as a cathode material in the production of the organic EL devices. 

[0038] In addition to this remarkable advantage, according to the present invention, it becomes possible to produce 
the EL devices having a diminished electron injection tsarrier and a reduced driving voltage as welt as a high efficiency 
and high luminance. Accordingly, the EL devices of the present invention can exhibit a high utility in practical use. and 
ensures their effective utilization as display devices, light sources and others. 

EXAMPLES 

[0039] The present irverrtion will be further described with reference to the following examples, however, it should be 
noted that the present invention is not restncted by these examples. 

[0040] In the following examples, vapour deposition of tine organic compound and that of the metal each was carried 
out t>y using the vapour deposition apparatus 'VPC -400" commercially availatJie from Shinkuu Kikou Co The thickness 
of the deposited layers was determined by using the prof ilometer * DekTakSST" commercially available from Sloan Co. 
[0041] Further, the ciaracteristics of the organic EL device were determined by using the source meter 24O0 com- 
mercially available from Keithley & Co and tine luminance meter Bh/l-8 commercially available from Topcon Co A DC 
voltage was stepwise aoplied at an increasing rate of one volt per 2 seconds to the EL device having an ITO anode and 
an aluminum (Ai) cathcde. and the lumrnance and the electric current were determined after one second had passed 
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from the cofTpletion of each increase of the voltage. The EL spectrum was determined by using the optical multichannel 
analyzer PMA-10. commerdaily availblefrom Hamamatsu Photonics Co., driven at a constant electnc current 



[0042] The organic EL device havirtg the lamination structure illustrated in Fig.1 was produced according to the 
present invention. 

[0043] A glass sii)strate 1 was coated with an ITO (indium-tin oxide) layer having a sheet resistance of alxjut 250/0, 
commercially available as an electron beam deposition product from Sanyo Shinku Co . to form a transparent anode 
electrode 2. Alpha {ti)-NPD having a hole transporting property, represented by the following formula ( 1 ), was deposited 
onto the ITO-coated glass substrate 1 under the vacuum vapour deposition conditions of about 10'^ Torr and atx)ut 
2 A/sec to form a tx) e transportation layer 3 having a thickness of about 500 A. 




[0044] Next, an a uminum complex of tris(8-quinolir>olatc) (hereinafter, briefly referred to as "Alq") capable of exhibit- 
ing a green luminescence, represented by the following formula (2). was deposited onto the hole transportation layer 3 
under the same vat;uum vapour deposition conditions as in the above-described deposition of the hole transportation 
layer 3 to form a luminescent layer 4 having a thickness of about 700A. 



[0045] After the formation of the luminescent layer 4, a litNum complex of mono(8-quinolinolato) (txiefly refefred to 



Example 1: 




--- (2) 
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as "Liq") represented ty the following formula (3) was deposited urKler the pressure of about 10'^ Torr arxJ at the dep- 
osition speed of about 1 A/sec onto the layer 4 to form an organic layer (electron injection layer) 5 having a thickness o* 
about 10 A. 




[0046] Finally, aluminum (Al) was deposited at the deposition speed of about 1 oA/sec onto the organic layer 5 to form 
a back electrode 6. acting as a cathode, having a thickness of about 1 .000 A. The organic EL device having a square 
luminescent area of about 0.5cm (length) by about 0.5cm (width) was thus obtained. 

[0047] In the obtained organic EL device, a DC voltage was applied to between the anode electrode (ITO) 2 and the 
cathode electrode (Al) 6. and a luminance of the green luminescence from the luminescent layer (Alq) 4 was deter- 
mined. The results were plotted with circles in each of Fig. 2 showfng the relatfonship between the bias voltage and the 
luminance of the EL device and Fig. 3 showing the relationship between the current density and the luminance of the EL 
device. These results ir»dicate that a high luminance of at nrxjst about 27,000cd/m^ could be obtained at the applied bias 
voltage of 14 volts. The current densrty was determined to be about 333mA/cm^. A luminance of atxxjt 1.000cd/m^ 
could be obtained at the applied bias voltage of about 8 Svolts. 

Comparative Example 1 : 

[0048] The procedute of Example 1 was repeated with the proviso that, for the purpose of comparison, an organic 
layer (electron injectior layer) was omitted from the organic EL device. That is. a-NPD was first deposited onto the I7D- 
coated glass substrate to form a hole transportation layer having a thickness of about 500 A. and then Alq was deposited 
under the same vacuum deposition condrtions as in the deposition of the hole transportation layer to form a luminescent 
Alq layer having a thickness of about 700 A Then, aluminum (Al) was deposited at a thickness of about 1 ,000 A over the 
luminescent Aki layer to form a cathode electrode. The organic EL device was thus obtained. 

[0049] In the obtaincxJ organic EL device, the luminance of the green luminescence from the luminescent Alq layer 
was determined as in Example 1 The results were plotted with triangular marks in each of Fig.2 and Fig 3 These 
results Indicate that only a luminance of at nxist about 1 ^SOOcd/m^ could be obtained at the applied bias voltage of 1 6 
volts, and an appficatiort of the voltage of about 14 5volts was required to obtain a luminarKe of 1 .OOOcd/m^. It is appre- 
ciated from these resul:s that the presence of the organic layer which is essential to the organic EL device of the present 
invention Is effective to reduce the driving voltage of the EL devk:e. 

Example 2: 

[0050] The proceduie of Example 1 was repeated with the proviso that in this example. a-NPD was first deposited 
onto the I TO -coated glass substrate 1 to form a hole transportation layer 3 having a thickness of about 500 A, followed 
by vacuum deposition of Alq to for m a luminescent layer 4 having a thickness of about 700 A. Thereafter, a sodium com- 
plex of nx>no(8'quinoliriolato) (briefly referred to as "Naq"). represented by the following formula (4), was deposited 
ufxJer the pressure of about 1 0^ Torr and at the deposition speed of about 1 A/sec onto the luminescent layer 4 to form 
an organic layer (electron injection layer) 5 having a thickness of about 10A 
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[0051 1 After the fo mation of the organic layer 5. aluminum { Al) was deposited at a thickness of about 1 .000 A over the 
20 organic layer 5 to form a cathode electrode 6. The organic EL device was thus obtained. 

[0052] In the obtained organic EL device, a maximum luminance of about 31,500cd/m^ could be obtained at ttie 
applied bias voltage of 13 volts, aiong with the current density of about 319mA/cm^. That is. in this exarrple, a highly 
irxr eased lummanc 5 which is comparable to that of the above-described Example 1 could be obtained at a low driving 
voltage. 

25 

Example 3: 

[00531 The procedure of Example 1 was repeated with the proviso that in this example, a-NPD was first deposited 
onto the ITO-coatecl glass substrate 1 to form a hole transportation layer 3 havir>g a thickness of about 500 A, followed 
30 by vacuum deposition of Alq to form a luminescent layer 4 having a thickness of about 700A. Thereafter, a lithium com- 
plex of mono(2.2,6,6-tetramethyl-3.5-heptanediona to) (briefly referred to as "U(dpm)"). represented by the following 
formula (5), was det^osited under the pressure of about lO'^Torr and at the deposition speed of about 1 A/sec onto the 
luminescent layer 4 to form an organic layer (electron injection layer) 5 having a thickness of about 10 A. 



4C 



45 




C{CH3}3 



SO 



[0064] After the formation of the organic layer 5. aluminum (Al) was deposrted at a thickness of about 1 ,000A over the 
55 organic layer 5 to form a cathode electrode 6 The organic EL d wice was thus obtained. 

[0055] In the obtained organic EL device, a maximum luminance of about 18.000cd/m^ coukj t>e obtained at the 
applied bias voltags of 15 votts. along with the current density of about 327mA/cm2 That is. in this example, a highly 
increased luminance which is conparaWe to that of the atxjve described Example 1 could be obtained at a low driving 
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\^oltage. 
Example 4: 

[0056) The procedure of Example 1 was repeated with the proviso that in this example. a-NPD was first deposited 
onto the iTO-coated glass substrate 1 to form a hole transportation layer 3 having a thickness of about 500A. followed 
by vacuum deposition of Aiq to form a luminescent layer A having a thickness of about 700 A. Thereafter, a sodium com- 
plex of nx>no{2.2,6,6-tetrame1hyl-3.5-heptane-dionato) (briefly referred to as ■Na(dpm)'*). represented by the following 
formula (6), was deposrted urtder the pressure of about lO'^Torr and at the deposition speed of about 1 A /sec onto the 
luminescent layer 4 to -form an organic layer (electron injection layer) 5 having a thickness of about IDA 




C{CH3)3 



(0057] After the formation of the organic layer 5, aluminum (A!) was d^xJSited at a thickness of about 1 .000 A over the 
organic layer 5 to form a cathode electrode 6. The organic EL device was thus obtained. 

[0058J In the obtained organic EL device, a maximum luminance of about 21.0O0cdym^ could be obtained at the 
applied bias voltage of 14 vofts. along with the current density of about 433mA/cm2. That is, in this example, a highly 
increased luminance which is comparable to that of the above -described Example 1 could be obtained at a low driving 
voltage. 

Exanple 5; 

[0059] The procedure of Example 1 was repeated with the proviso that in this example. a-NPD was first deposited 
onto the ITO-coated glass substrate 1 to form a hole transportation layer 3 having a thickness of about 50oA. followed 
by vacuum deposition of Alq to form a luminescent layer 4 having a thickness of about 700 A. Thereafter, a rubidium 
complex of mono(2.2.6.6-t6tramethyl-3.5-heptane-dionato) (briefly refened to as "Rb(dpm)"), represented by the follow- 
ing formula (7), was deposited urxJer the pressure of about i O'^Torr and at the deposition speed of about 1 A /sec onto 
the luminescent layer A to form an organic layer (electron injection layer) 5 having a thickness of about 10 A 
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[0060] After the foi mation of the organic layer 5. aluminum (Al) was deposrted at a thickness of about 1 ,OO0A over the 
organic layer 5 to form a cathode electrode 6. The organic EL device was thus obtained. 

[0061] In the obtained organic EL device, a nriaximum luminance of about 25.000cd/m^ coukl be obtained at the 
s applied bias voltage of 13votts. along with the current density of about 504mA/cm^. That is, in this exannple, a highty 
increased luminance which is conparable to that of the above -described Example 1 could be obtained at a low driving 
voltage. 

Example 6: 

[0062] The proce«Jure of Exampie 1 was repeated with the proviso that In this example. a-NPD was first deposited 
onto the ITO -coated glass substrate 1 to form a hole transportation layer 3 having a thickness of about 500 A, followed 
by vacuum deposition of Alq to form a luminescent layer 4 having a thickness of about 700A. Thereafter, a magnesium 
comptex of di(2.2.6.t>-tetramethyl-3.5-heptanediona to) (briefly referred to as 'Mg{dpm)2"). represented by the following 
15 formula (8), was de(X>sited under the pressure of about lO^Torr and at the deposition speed of about 1 A/sec onto the 
luminescent layer 4 to form an organic layer (electron injection layer) 5 having a thickness of about 10 A. 




35 [0063] After the formation of the organic layer 5, aluminum (Al) was deposited at a thtckness of about 1 ,000A over the 
organic layer 5 to form a cathode electrode 6. The organic EL device was thus obtained. 

[0064] In the obtained organic EL device, a maximum luminance of about 3,4O0cd/nn^ could be obtained at the applied 
bias vottage of 1 7vofts. along with the current density of about 120nriA/cm^. That is. in this example, a highly increased 
luminance which is corrparable to that of the above-described Example 1 could be obtained at a low driving voltage. 

40 

Example 7: 

[0065] The procedure of Example 1 was repeated with the proviso that in this example, a-NPD was first deposited 
onto the iTO-coated glass substrate 1 to form a hole transportation layer 3 having a thickness of about 500A, followed 
45 by vacuum deposition of Alq to form a luminescent layer 4 having a thickness of about 700 A. Thereafter, a calcium com- 
plex of di(2.2.6.6-tetramethyl-3.5-heptanedionato ) (briefly referred to as "Ca{dpm)2"). represented by the following for- 
mula (9). was deposited under the pressure of at>out 10'^Torr and at the deposition speed of about 1 A/sec onto the 
luminescent layer 4 to form an organic layer (electron Injection layer) 5 having a thickness of about 10 A. 

50 



55 
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[0066] After the formation of the organic layer 5. aluminum (Al) was deposrted at a thickness of about 1 ,000A over the 
•0 organic layer 5 to form a cathode electrode 6. The organic EL device was thus obtained. 

[0067] In the obtained organic EL device, a maximum luminance of about 14.300cd/m^ could be obtained al the 
applied bias vottage of 18 volts, along with the current density of atx>ut ISSnWcm^. That is. in this example, a highly 
increased lumtnance \fttiich is comparable to that of the above-described Example 1 could be obtained at a low driving 
voltage. 

'5 

Example 8: 

[0068] The procedue of Example 1 was repeated with the proviso that in this exanple, a-NPD was first deposited 
onto the ITO-coated gl ass substrate 1 to form a hole transportation layer 3 having a thickness of about 500A, followed 
c by vacuum deposition of Alq to form a luminescent layer 4 having a thickness of about 700A. Thereafter, an europium 
complex of tri(1 ,3-pheryl-l.3-propanedionato)niono (bathophenanthoroline) (briefly referred to as '•Eu(dpmJ 3.Bphen"), 
represented by the following formula (10), was deposited under the pressure of about lO'^Torr and at the deposition 
speed of about 1 A/sec onto the luminescent layer 4 to form an organic layer (electron injection layer) 5 having a thick- 
ness of about 10A. 

5 




(10) 



5 
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[0069] After the fornriation of the organic layer 5. aluminunn (Al) was deposited at a thickness of about 1 .000 A over the 
organic layer 5 to form a cathode electrode 6. The organic EL device was thus obtained. 

[00701 'n the obtained organic EL device, a maximum luminance of about I2.000cd/m^ could be obtained at the 
applied bias voltage of 13volts, along with the current density of about aSOmA/cm^. That is. in this example, a highly 
increased luminance which is comparable to that of the above-described Example 1 could be obtained at a low driving 
vottage. 

Claims 

1 . An organic electroluminescent device comprising: 

at least one luminescent layer constituted from an organic compourxJ. the luminescent layer being positioned 
between a cathode electrode and an anode electrode opposed to the cathode electrode; and 
an organic layer positioned adjacent to said cathode electrode. 

in which said organic layer is constituted from an organic metal complex compound containing at least one 
member se ected from the group consisting of an alkali metal ion. an alkali earth metal ion and a rare earth 
metal ion, and 

said cathode electrode comprises a metal capable of reducing the metal ion contained in said complex com- 
pound, in viicuum. to the corresponding metal. 

2. The organic electroluminescent device according to claim 1 , in which the metal used in said cathode electrode is 
any one of alun-inum, zirconium, titanium, yttrium, scandium and silicon. 

3. The organic electroluminescent dwice according to claim 1. in which the metal used in said cathode electrode is 
an alloy containing at least one of aluminum, zirconium, titanium, yttrium, scandium and silicon. 
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Fig. 1 





Cathode Electrode 




Organic Layer 
{ElecUon Injection Layer) 


Luminescent layer 


Hole Transportation Layer 


Transparent Ar>ode Eleclrode(ITO) 


Transparent Substrate 



EP 0 936 844 A2 



Fig. 2 
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Fig. 3 
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